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BASIC-ABSTRACT: 

NOVELTY - Preparation of active methylene-substituted arene 
derivatives 

comprises condensation of active methylene with aryl halide in the 
presence of 

a base .and (1, 1-bis (diphenylphosphino) ferrocene) palladium (II) 

chloride 

catalyst . 

DETAILED DESCRIPTION - Preparation of active methylene-substituted 
arene 



2/21/07, EAST Version: 2.0.3.0 



t 



derivatives (III) comprises condensation of active methylene (I) with 

aryl 

halide (II) in the presence of a base and (1, 1-bis 
(diphenylphosphino) 

ferrocene) palladium (II) chloride catalyst. 

X, Y = substituent with Hammett's sigma p value of 0.2 or higher; 

R2 = substituent, plural R2s may complete an unsaturated condensed 
ring; 

m = 1-6; 

Rl = halogen; 

n = 0-5; and 

m +n = up to 6. 

USE - 1, 4-bis (dicyanomethyl) benzene derivatives are important 
intermediates 

for tetracyanoquinodimethane which is electron acceptor. 

ADVANTAGE - Prepared safely in high yield by a simple method. 
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mtitm ( a ) 6.7 s mm9 1 %) 

^tlffi : H-NMR(dmso-d6):7.50(s. IH) , 7.20(s, IH), 
6.30(s, IH), 3.90(s, 3H), 3.80(s, 3H) 
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[0047 J 
['fb2 3] 



itm (a) 



HjCO 




.OCH3 



[0048] immms] 

g«#HSlT. ;*'J'>At-7>dfi^K3. 4g (30m 
mo 1 ) , it-^ (II-l)2.0g(5mmol), 

fcit/^ [l.l-f;^ (i^'7x-;^;^;^7•^ y ) 7xa-fe 

(II) ^'D7^ b'O. 16g(4mol 
%) SrTh7tHD7 7y3 0m ItC^P^-ttit}^. * 
20 )^T. vn/- M);H . 3g (20mmo 1 ) SrjgT 

UJt. SfEJffi^ 8 B^ratmsfejia thefts -^yrptyi-r 

;l'a-;W2m 1 ^Sa;t. *S:i£07mt;-^-h 'J-^^AS-^ 

iai!7)<5 om 1 tar, ^ff)ttmAX'2mmL 

bu/wT'Si^^u-c. smmu-i) 1. og^ft 

^C.IR$8 0%. 

^^il: H-NMR(C0Cl3):7.13(s, 2H), 5.28(s, 2H), 4.1 

(s, 6H) 

.30 [0049] [itm 2 ] mmnms^T. ^^j^^^'-y 

h^J^H3. 4g (BOmmo 1 ) . -ft^ft (II- 1 ) 
2. Og ( 5mmo I ) . i3j;t/(Ph3P)2PdCl2 0. 14 
g (4mo 1%) 2rxh7th'n7 7y3 0mHCj§» 
$-li-5t«. tKJ^T, vn/cxhU/H. 3g (2 0mm 

o 1 ) ^ffiTb;C\ Kimi 8^maBMW.Lt:m. 
V7'nhVl^T/l^3-;l^2m 1 SrJPx., 5l^R/Ec07K^-fk.-t 

bu>>A$r*s§-^^c. mWiX's ommnuztk. r 
jm^ im^m&7H5 0m i ta§\ ^«ot *sffi"f2 

hixi'. mm-ht^t^ (ii-i ) mmm^ti 

[0050] [^m4] 
■ft-^m {Ul-2) 

&mnm,r. rm-iti-v u -^a i . 2 g^iy-fh^ 

(II-3) 2. 1 g ( 5mmo I ) ^■rh7hHn77 
1. 3s (2 0mmo I ) ^mLfz. «T^7^. S 

mzX [1.1-b'X (>''7x-;l^7^X7-f y) 7xD-fe 
50 y] -'^7j^''t7A (II) H73mg (2mo 1 
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fcfts r-th:ihy;K'SJSftfC. SWft (III- 
2) 1 . BgS-^Jt. W9 2%, 
^tlf<l:H-NMR(CDCl3):7.18(s. 2H). 5.25(s, 2H), 4.1 
5(q. 4H), 1.52(t. 6H) 

100 5 1 ] mmmsi 

it^ (lU-3) <7^-^i& 

a^#H^T, yi^miti- hV^U^l. 9 g . it-^^ ( 1 1 
-5) 3. 8g (Smrno 1 ) . iiXlf [1,1-h'X (x 
7x:^;l/*X7'f y) 7xn-fcy] (II) ^' 

o^>fHO. 12g (2mo 1%) S"f>-7tKD75 
i'S Om 1 tr^MS-iiryif^, 7K?^T, -7Dy::ib Uvl- 
2. 1 g (32inmo 1 ) $:?iSTU^:. RKfR^SB*^ 
MBM^lfz^k. ^ y7°DtVPT;l^3-/l'2in 1 S-JD 

o-^^mfLtzm. mmnm^'mTiii o omi t 
ar. ^w**siar2ii$saj*U!t. ni^tifz&m, 

T. SW!|t (111-3) 2. 4g$r#it. 1R$8 5%, 
^J>tlf1i:H-NMR(daso-d6):7.4(s, 2H). 6.3(s, 2H). 3.7 

3(dd. 4H), 3.5(dd, 4H), 3.35(s, 6H) 
[00 5 2] [|IStC»J6] 
it^m (III-4) W^Jt 

Sfg#HMT. h 'J 1 . 6 g . it-^ ( 1 1 

-6) 2. 3g ( Sirimo 1 ) . fcJ;tX [l.l-h';J. (i^' 
yx-/i^t^X7 'i y) 7xD-fey] j-iyi^^M. (ii) 
Q7^K0. 15g(4mol%) $-fh^bKQ75 
y 3 0 m 1 lc^^§-ti-7tfts *?^T- -70 y- h y 
1. 3g (20mmo 1 ) SrSITt^v:. RiCiSSrSB^H 
jDf^fcjSSStTtft. >(yrDt/l-T/l^3-/l'2in 1 

oitmmfLt:^, mmim^iSMyiii 5 om 1 1 
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X. aWft(IlI-4) 1. 6g2-f#!t. IR^9 8%. 
->i-*f<l:H-NMR(diiiso-d6):7.4(s. 2H). 6.3(s, 2H). 4.1 
5(dd, 4H), 3.8(dd, 4H) 

[0053] [itm\ 3 ] mmwm,T. TKm-f h y 

"^Al. 6g. 'fb'^ (11-6) 2. 3g (5mmo 

1 ) . fcJ;lA'(Ph3P)zPdChO. 13s (4 mo 1%) S> 
Tb5tHD77>'30ml tjgM^-ttJtf*. tKJ^T. 
10 vny::iby;H. 3g (20inmo 1 ) 5r?STL3t. 

/U2mi^Ml. *SJCc7)7K?|-fl:-f ^•y'^A^^^S$•^i• 
/^, SJST'3 o^^siiJf L/cft, Rmi 1 S^iii^K 

1 som I ta#\ ^(r)ttm^T2^mnLfc. n 

hiirz&^mmiiPML. H-NMRfcJ;'}ffiitS:|SI 
^Lfetd^SMI^ (111-4) {i^^ofl-r, MmT$) 
^it^m ( II - 6 ) *5fJ{i:^Wl=|eIJRSfi^v:. 
[00541 OhsofeSJ: . *3^B3^-^figa{±iR$J: 

mtti-m: (III) t'a§fLi>«tty^uy 
20 wmru- yinmm^t: ^-tict t^ht^h . m^zmm 

ntz. tfz. mm\2 tmm i <^mi- '9Bfl^>*^=5:i: 

UlS^-e^^. ^^.{w, »Sfi^3titKCT2«Jt!KJ:0 
r;l';<? y ifeSr;l-3# H Srfflv^X-^^-t & Cl t 

30 

[0055] 
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